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Figure S1 "H-NMR spectrum of compound 3 in CDCls.
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Figure S2 "*C-NMR spectrum of compound 3 in CDCls.
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Figure S6 'H-NMR spectrum of compound 1 in CDCls.



6£°6C —
b bE—

L6'Ch —

65b9~,
02597

6866 —

STTIIT—
LL61T
60°0CT >
cp'Ict
PLbCT Z
08'9ct f
6L'LCT
STIET
oocer
TLPET
66'SET
EpThT
scrt
L8'LbT

S8

= ]
€
c
(o]
[ =
=
Eg -
2o {
o] J—
S _ —
ORI —
Q P
£ ]
Se] T
23
(o]
o
=
w
S—
o
= €
w
_
(o) c

Lo

d/ppm

Figure S7 3C-NMR spectrum of compound 1 in CDCls.



Mass Spectrum List Report

Analysis Info
Analysis Name OSCK20170905004.d Acquisition Date  9/6/2017 1:55:18 PM
Method Tune_wide_POS_Natee20130403.m Operator Administrator
Sample Name PTE Instrument micrOTOF 72
PTE
Acquisition Parameter Set Corrector Fill S0V
Source Type ESI lon Polarity Positive Set Pulsar Pull 337V
Scan Range na Capillary Exit 2000V Set Pulsar Push 337V
Scan Begin 50 miz Hexapole RF 6000V Set Reflector 1300V
Scan End 3000 m/z Skimmer 1 700V Set Flight Tube 9000 V
Hexapole 1 250V Set Detector TOF 2285V
Intens. +MS, 0.2min #(3)
x105;
926.2663
3.
2.
14
463.16394 630,12649
o 200 400 600 800 1000 1200 1400 1600 1800 miz
# miz | 1% SN FWHM Res.
1 296.9120 2872 0.8 128 00162 18321 T
2 46363%4 21252 59 960 00769 6030
3 4641400 14863 41 669 00779 5958
4 4648400 7781 22 347 00879 5287
5 4851408 3288 09 143 0.0817 5697
6 6302649 38581 107 1654 0.1081 5828
7 6312685 18478 5.1 787 01152 5479
8 6322712 5007 14 20.7 0.1129 5602
9 6422649 5894 16 244 01072 5992
10 6432734 3757 10 153 0.1193 5393
11 656.2788 11338 3.1 47.7 01147 5722
12 ©57.2824 6430 1.8 26.7 0.1141 5763
13 6582762 3973 1.1 16.1 0.1440 4572
14 670.2059 5292 1.5 21.7 0.1161 5775
15 671.2982 3285 0.9 132 01228 5461
16 7022746 4343 1.2 176 01297 5416
17 9262863 359961 1000 15326 01528 6064
18 9272687 231895 644 9870 0.1547 5996
18 9282674 119946 333 5100 0.1498 6197
20 9292674 438068 122 1856 0.1575 5902
21 930.2670 15387 43 645 01502 6193
22 931.2640 4482 1.2 180 0.1746 5335
23 9422586 13831 38 583 0.1592 5920 5 I\
24 9432612 9497 286 39.7 0.1541 6120
25 9442616 5481 15 225 01438 6576 NS
26 9582960 8018 22 338 0.1689 5675 o o
27  959.2989 5510 15 229 01675 5727 \ /
28 960.2903 3485 1.0 141 01618 5936
29 1852.5241 3171 09 152 03016 6143

30 1853.5176 2996 0.8 143 02841 6525

Bruker Daltonics DataAnalysis 3.3 printed:  9/5/2017 2:01:03 PM Page 1 of 1

Figure S8 HR-ESI mass spectrum of compound 1.
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Figure S12 'H-NMR spectrum of compound Zn-1 in CDCls.
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Figure $13 "*C-NMR spectrum of compound Zn-1 in CDCls.



Mass Spectrum List Report

Analysis Info
Analysis Name OSCUPS20171115001.d Acquisition Date  11/15/2017 7:11:13 AM
Method Tune_wide_POS_Natee20130403.m Operator Administrator
Sample Name  Zn-PTE Instrument micrOTOF 72
Zn-PTE
Acquisition Parameter Set Corrector Fill 50V
Source Type ESI lon Polarity Positive Set Pulsar Pull 337V
Scan Range n/a Capillary Exit 2000V Set Pulsar Push 337V
Scan Begin 50 m/z Hexapole RF 600.0V Set Reflector 1300V
Scan End 3000 m/z Skimmer 1 700V Set Flight Tube 9000 V
Hexapole 1 250V Set Detector TOF 2295V
Intens. +MS, 1.0-1.1min #(62-63)
x1
988.1792
0.8
0.6
0.4
926.2661
021 692.1803
sl o e Al 12091232 1394.3095,
500 600 700 800 900 1000 1100 1200 1300 1400 " miz
_# miz ! 1%  SIN_ FWHM Res.
1 413.2669 11769 133 285 0.0753 5491
2 4493601 21430 243 503 0.0838 5360
3 450.3620 6905 7.8 156 0.0754 5974
4  547.3768 6727 76 13.7 0.0913 5998
5 5854738 7867 89 162 01124 5211
6 6204967 7738 88 158 0.1231 5113
7 6735221 7727 88 16.0 0.1154 5838
8 6921803 8495 96 17.7 009821 7514
9 7175540 6745 76 138 01275 5629
10 926.2661 22940 260 508 0.18610 5753
1" 927.2655 15585 17.7 342 01802 5789
12 928.2684 8314 8.4 176 0.1580 5874
13 988.1792 88265 100.0 2106 01728 5719
14 989.1816 63771 722 1520 0.1700 5819
15 990.1780 81816 927 19855 0.1678 5300
16 9911799 54223 614 1293 01685 5882
17 8921772 55711 63.1 1330 0.1760 5637
18 993.1783 31139 353 739 0.1785 5565
19 9941775 14981 170 349 0.1777 5595
20 10041756 11268 128 26.2 0.1764 5692
21 1005.1810 7947 9.0 18.1  0.1703 5901
22 1006.1732 107686 12.2 251 0.1701 5916
23 1007.1730 6766 7.7 163 01792 5622
24 10081728 7638 8.7 174 01921 5249
25 1020.1694 18264 207 440 01743 5853
26 10211760 12469 141 29.7 01737 5879
27 10221693 17000 18.3 410 01758 5816
28 1023.1701 10727 122 254 0.1896 5396 o] 0
29 10241672 12751 144 305 0.1754 5838 \_/
30 1025.1679 6887 7.8 159 01797 5705
Bruker Daltonics DataAnalysis 3.3 printed:  11/16/2017 7:33:25 AM Page 1of 1

Figure S14 HR-ESI mass spectrum of compound Zn-1.
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Mass Spectrum List Report

Analysis Info
Analysis Name OSCUSW20180121001_1.d Acquisition Date  1/24/2018 8:57:29 AM
Method Tune_wide_POS_Natee20130403.m Operator Administrator
Sample Name  CoPTE Instrument micrOTOF 72
CoPTE
Acquisition Parameter Set Corrector Fill 50V
Source Type ESI lon Polarity Positive Set Pulsar Pull k<TAY
Scan Range n/a Capillary Exit 2000V Set Pulsar Push 337V
Scan Begin 50 m/z Hexapole RF 6000V Set Reflector 1300 V
Scan End 3000 m/z Skimmer 1 700V Set Flight Tube 9000 V
Hexapole 1 250V Set Detector TOF 2295V
Intens.J +MS, 1.0min #(61)
x105 982.1758
2.01
1.51
1.09
686.1688
05 l l
i . N i 12361481 14432302 1700.2289
200 400 600 800 1000 1200 1400 1600 1800 m/z
# mz | 1% SIN FWHM Res. o
1 489.1700 9485 44 202 0.1047 4674
2 4915948 14385 67 312 00938 5242
3 4920976 10258 48 219 01129 4358
4 5202106 24208 112 523 0.1134 4589
5 521.2136 10615 49 222 0.1164 4478
6 563.2511 56666 263 1227 0.1237 4555
7 5642519 24066 112 512 01152 4900
8 5652597 6740 31 13.3 0.1404 4025
9 6634547 5672 26 105 0.1718 3862
10 686.1688 70332 327 1512 0.1406 4881
11 6871710 35465 165 753 0.1395 4927
12 688.1699 9273 43 18.3 0.1415 4863
13 7262017 21720 10.1 453 0.1423 5104
14 727.2016 12894 60 261 0.1414 5143
15 7582081 8825 41 174 01555 4877
16 759.2033 7172 33 138 0.1629 4661
17 7842102 27355 127 587 0.1528 5133
18 7852115 16031 74 336 01516 5180
19 9821758 215290 1000 5254 0.1920 5116
20 9831775 151832 705 3703 0.1904 5164
21 984.1755 78033 362 189.7 0.1985 4959
22 9851763 31717 147 762 02021 4874
23 986.1733 11139 52 258 01857 5310
24 9991735 13152 6.1 31.0 0.1972 5068
25 1000.1797 9084 42 210 0.1956 5114 o) o)
26 1014.1702 8947 42 209 01892 5360 \_/
27 10151706 5688 26 127 0.1902 5336
28 1040.1811 13922 65 340 02074 5016
29 1041.1856 10243 48 246 0.1961 5310
30 1042.1838 6633 31 155 0.1781 5852

Figure S18 HR-ESI mass spectrum of compound Co-1.
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Table S1 TON, TOF and %FE for CO formation during a 6-h CPE experiment of ECR of

CO; under catalysis of poly(Co-1)/carbon paper

Time (h) TON (x10°) TOF /s %FE
0.5 1.4 0.8 35.8
1.0 1.2 0.7 36.9
1.5 1.2 0.7 36.9
2.0 1.2 0.6 35.2
2.5 1.1 0.6 35.4
3.0 1.1 0.6 35.5
3.5 1.1 0.6 35.7
4.0 1.0 0.6 35.5
4.5 1.1 0.6 36.1
5.0 1.1 0.6 35.3
5.5 1.1 0.7 35.2
6.0 1.2 0.6 36.0

Average 1.4x10"* 0.6 35.8

2 A sum value

S23
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Figure S22 Cyclic voltammograms of the pre- and post-electrolysis poly(Zn-1)/carbon
paper samples
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Figure S23 Cyclic voltammograms of the pre- and post-electrolysis poly(Co-
1)/carbon paper samples
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